-Valerolactone, phenylacetylene, propargyl alcohol, 1-ethynyl-1-cyclohexanol, 3-ethyl-1-pentyn-3-ol, iodobenzene and its substituted derivatives, copper iodide, 1-butyl-3-methylimidazolium tetrafluoroborate, 1-butyl-3-methylimidazolium hexafluorophoshate, 1-butyl-3-methylimidazolium octylsulfate, 1-ethyl-3methylimidazolium tetrafluoroborate, triethylamine, and palladium-catalyst precursors were purchased from Sigma-Aldrich Kft., Budapest, Hungary and used as received. Solvents were obtained from Molar Chemicals Ltd., Budapest, Hungary and used without further purification.
Preparation and characterization of acetylenes presented in
Diphenylacetylene (3a)
The general procedure was followed using 56 l (0.5 mmol) iodobenzene, 82 l (0.75 mmol) phenylacetylene, 1.8 mg (0.025 mmol) (PPh3)2PdCl2, and 0.8 ml of [TBP] [4EtOV] ionic liquid as solvent. Yield: 75.7 mg (85%) as white solid. 1 H NMR (250 MHz, CDCl3): ppm 7.21-7.33 (m, 6H); 7.38-7.52 (m, 4H). It corresponds to the published results. 2 
1-Methyl-2-phenylethynylbenzene (3b)
The general procedure was followed using 64 l (0.5 mmol) 2-iodotoluene, 82 l (0.75 mmol) phenylacetylene, 1.8 mg (0.025 mmol) (PPh3)2PdCl2, and 0.8 ml of [TBP] [4EtOV] ionic liquid as solvent. Yield: 92.9 mg (96%) as colorless oil. 1 
1-Methyl-4-phenylethynylbenzene (3c)
The general procedure was followed using 109.0 mg (0.5 mmol) 4 
1-Methoxy-4-phenylethynylbenzene (3d)
The general procedure was followed using 117.0 mg (0.5 mmol) 4- 
1-Fluoro-4-phenylethynylbenzene (3e)
The general procedure was followed using 58 l (0. 
1-Chloro-4-phenylethynylbenzene (3f)
The general procedure was followed using 119. 
1-Bromo-4-phenylethynylbenzene (3g)
The general procedure was followed using 141.5 mg (0. 
2-(2-Phenylethynyl)thiophene (3h)
The general procedure was followed using 55 l (0.5 mmol) 2-iodothiophene, 82 l (0.75 mmol) phenylacetylene, 1.8 mg (0.025 mmol) (PPh3)2PdCl2, and 0.8 ml of 
3-(2-Phenylethynyl)pyridine (3i)
The general procedure was followed using 102.5 mg (0. 
2-Chloro-5-(2-phenylethynyl)pyridine (3l)
The general procedure was followed using 119.7 mg (0. 
2,5-Bis(2-phenylethynyl)pyridine (3m)
The general procedure was followed using 119.7 mg (0. Table 4 3
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-Phenylprop-2-yn-1-ol (5a)
The general procedure was followed using 56 l (0.5 mmol) iodobenzene, 44 l 
3-(4-Nitrophenyl)prop-2-yn-1-ol (5b)
The general procedure was followed using 124.5 mg (0. 
3-(4-Methoxyphenyl)prop-2-yn-1-ol (5c)
The general procedure was followed using 117.0 mg (0. 
S5
Preparation and characterization of acetylenes presented in Table 5 1
-(2-Phenylethynyl)cyclohexanol (7a)
The general procedure was followed using 56 l (0. Table 6 3
Preparation and characterization of acetylenes presented in
-Ethyl-1-phenyl-pent-1-yn-3-ol (9a)
The general procedure was followed using 56 l (0.5 mmol) iodobenzene, 96 l 
